I. General information
All reactions were carried out under argon atmosphere in oven dried glassware with magnetic stirring. Reagents were obtained from commercial suppliers and used without further purification. All solvents used in the reactions were distilled from appropriate drying agents prior to use.
Analytical thin layer chromatography (TLC) was purchased from Merck KGaA (silica gel 60 F254).
Visualization was accomplished by irradiation with a UV light at 254 nm. Flash column chromatography was carried out using kieselgel 35-70 μm particle sized silica gel (200-400 mesh).
Chromatography was performed using silica gel 60 (0.040-0.063 mm) from Merck. Proton chemical shifts are reported in ppm (δ) relative to tetramethylsilane (TMS) with the solvent resonance employed as the internal standard (CDCl3, δ 7.26 ppm). Data are reported as follows: chemical shift, multiplicity (s = singlet, d = doublet, t = triplet, q = quartet, m = multiplet), coupling constants (Hz) and integration. 13 C chemical shifts are reported in ppm from tetramethylsilane (TMS) with the solvent resonance as the internal standard (CDCl3, δ 77.0 ppm).
Mass spectra were determined on a Waters XevoQTof spectrometer using an electrospray ionization coupled with a time of flight analyser (ESI-TOF) or an Atmosphere Pressure Photoionization source (APPI).
Infrared spectra were recorded on an IR spectrometer (Perkin Elmer BX FT-IR), and absorption frequencies were reported in reciprocal centimeters (cm -1 ).
Visible light irradiations were performed with a Flexled INSPIRE LED lamp (3.6 W; λ = 465 nm).
II. General procedure Procedure A:
A test tube was charged with the corresponding styrene 1 (0.1 mmol), Umemoto reagent 2a (40.8 mg, 0.12 mmol, 1.2 equiv), Ru(bpy)3(PF6)2 4a (0.9 mg, 0.001 mmol, 0.01 equiv). Then, it was dissolved in 2 mL of distilled CHCl3 and TMSCl (38μL, 0.3 mmol, 3 equiv) was added. The solution was then irradiated with blue LEDs at RT for 2.5h. The solvent was removed in vacuo. The residue was purified by flash chromatography on silica gel (Hept/AcOEt) to afford the corresponding pure trifluoromethylated product.
Procedure B:
A test tube was charged with the corresponding styrene 1 (0.1 mmol), Umemoto reagent 2a (40.8 mg, 0.12 mmol, 1.2 equiv), Ru(bpy)3(PF6)2 4a (0.9 mg, 0.001 mmol, 0.01 equiv). Then, it was dissolved in 2 mL of distilled CHCl3 and TMSCl (38μL, 0.3 mmol, 3 equiv) was added. The solution was then irradiated with blue LEDs at RT for 2.5h. To solve this purification problem, m-CPBA (43.1 mg, 0.25 mmol, 2.5 equiv) was added to the end of the reaction. The mixture was stirred for 1 h and then the solvent was removed in vacuo. The residue was purified by flash chromatography on silica gel (Hept/AcOEt) to afford the corresponding pure trifluoromethylated product.
Procedure C:
A test tube was charged with the corresponding alkene (0.1 mmol), Umemoto reagent 2a (40.8 mg, 0.12 mmol, 1.2 equiv), Ru(bpy)3(PF6)2 4a (0.9 mg, 0.001 mmol, 0.01 equiv). Then, it was dissolved in 2 mL of distilled CH3CN and CsBr or CsI (0.3 mmol, 3 equiv) was added. The solution was then irradiated with blue LEDs at RT for 2.5h. The solvent was removed in vacuo. The residue was purified by flash chromatography on silica gel (Hept/AcOEt) to afford the corresponding pure trifluoromethylated product. 
III. Experimental data

4-(1-chloro-3, 3, 3-trifluoropropyl) phenyl acetate (8b)
Procedure A Yield: 21.5 mg, 81 %; Aspect: White foam; Formula: C11H10ClF3O2 (266.64 g.mol -1 ). 
H NMR (300 MHz
,
1-bromo-2-(1-chloro-3, 3, 3-trifluoropropyl) benzene (8f)
Procedure B
Yield: 14 mg, 48 %; Aspect: Colorless oil; Formula: C9H7BrClF3 (287.50 g.mol -1 ).
1 H NMR (300 MHz, CDCl3) δ (ppm): 7.62 (dd, J = 7.7 Hz, 1.7 Hz, 1H), 7.60 (dd, J = 7.7 Hz, 1.3 Hz, 1H), 7.41 (dd, J = 7.7 Hz, 1.3 Hz, 1H), 7.22 (dd, J = 7.7 Hz, 1.7 Hz, 1H), 5.68 (dd, J = 7.2 Hz, 6.6 Hz, 1H), 3.00-2.84 (m, 2H). ( 1-chloro-3, 3, 3-trifluoropropane-1, 2-diyl) (2-((benzyloxy)methyl)-1-chloro-3,3,3-trifluoropropyl) 1-chloro-3,3,3-trifluoropropyl) naphthalene (8a) 1-(tert-butyl)-4-(1-chloro-3,3,3-trifluoropropyl) benzene (8c) 1-chloro-4-(1-chloro-3,3,3-trifluoropropyl) benzene (8d) 1-(1-chloro-3, 3, 3-trifluoropropyl)-3-methylbenzene (8e) 1-bromo-2-(1-chloro-3,3,3-trifluoropropyl) benzene (8f) (1-chloro-3, 3, 3-trifluoro-2-methylpropyl) benzene (8g) (1-chloro-3, 3, 3-trifluoropropane-1, 2-diyl -(1-iodo-3, 3, 3-trifluoropropyl) naphthalene (10a) 4-(1-iodo-3, 3, 3-trifluoropropyl) phenyl acetate (10b) 
C NMR (125 MHz
2-(
